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Experimental section
General information 1,3,5-Tris(trifluoromethyl)benzene (FMesH), [1] 1,4-diiodo-1,2,3,4-tetraphenylbuta-1,3-diene, [2] 1,2-bis(iodo(phenyl)methylene)cyclopentane [3] and 1-mesityl-2,3,4,5-tetraphenylborole [4] were prepared according to literature procedures. All other starting materials were purchased from commercial sources and were used without further purification. The organic solvents for synthetic reactions and for photophysical and electrochemical measurements were HPLC grade, further treated to remove trace water using an Innovative Technology Inc. Pure-Solv Solvent Purification System and deoxygenated using the freeze-pump-thaw method. All synthetic reactions were performed in an were performed on a Leco CHNS-932 Elemental Analyser. UV-visible-NIR absorption spectra were recorded in standard quartz cuvettes (1 cm x 1 cm cross-section) using a Varian Cary 5E UV-visible spectrophotometer. All solutions used in photophysical measurements had concentrations lower than 5 × 10 -5 M. Thermogravimetric analysis (TGA) was performed on a NETZSCH STA-409 thermogravimetric analyser at a heating rate of 10 °C min -1 under a constant gas flow of an argon/nitrogen mixture (40 mL min -1 ). Differential scanning calorimetry (DSC) measurements were conducted on a Mettler Toledo DSC 823 at a heating rate of 10 °C min -1 under a constant gas flow of nitrogen.
Single-crystal X-ray diffraction
Crystals suitable for single-crystal X-ray diffraction were selected, coated in perfluoropolyether oil, and mounted on MiTeGen sample holders. The crystal data for 1, 2, hydrolysed 2, and the Li[FMesBF3]-containing co-crystal were collected on a Bruker X8-APEX II diffractometer with a CCD area detector and multi-layer mirror monochromated Mo Kα radiation. The structures were solved using the intrinsic phasing method (ShelXT), refined with the ShelXL program [5] and expanded using Fourier techniques. All non-hydrogen atoms were refined anisotropically. Hydrogen atoms were included in structure factor calculations. All hydrogen atoms were assigned to idealised geometric positions. The crystal of hydrolysed 2 was a pseudo-merohedral twin with domains rotated by 180°
around real axis [0.054 0.000 1.000]. The BASF parameter was refined to 37%.
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Electrochemical measurements
All cyclic voltammetry experiments were conducted in an argon-filled glovebox using a Gamry 
Theoretical studies
All calculations were carried out with the program package Gaussian 09 (Revision D.01). [6] GaussView 5.0 was used to visualise the results, to measure calculated distances and bond lengths, and to plot orbital surfaces. The molecular structures of 1, 2 and MesBC4Ph4 [4] as determined by X-ray crystallography were used as the input for optimising their ground-state geometries. A second starting geometry of 2 was considered, in which the phenyl groups in the 2-and 5-positions were in an anticonfiguration relative to the borole plane, rather than the syn-conformation found in the crystal structure; however, the located minimum was marginally higher in energy than the first (+0.3 kcal mol -1 ) and was not considered further. The ground-state geometries were optimised using the PBE0 functional [7] in combination with the 6-31+G(d,p) [8] basis set. This level of theory was chosen to allow comparison of our results with those reported by Braunschweig and co-workers for related boroles, which were obtained from calculations performed using the same method. [9] The ultrafine integration grid implemented in Gaussian 09 was used in optimization calculations. The optimised geometries were confirmed to be local minima by performing frequency calculations and obtaining only positive (real) frequencies. The stability of the wavefunction was also confirmed in each case. Based on these optimised structures, the lowest energy gas-phase vertical transitions were calculated (singlets, 25 states) by TD-DFT using the CAM-B3LYP [10] functional in combination with the 6-31+G(d,p) basis set. Symmetry constraints were not used in any of the calculations. GaussSum [11] was used to simulate the absorption spectra using Gaussian curves of 4800 cm -1 full width at half maximum (fwhm); this value was taken from the experimental bandwidth of the low-energy band of 1.
The nucleus-independent chemical shift (NICS) at the geometric centre of the borole (i.e. the NICS(0) value) was obtained by taking the negative of the isotropic NMR chemical shift of a ghost atom placed at this point calculated using the gauge-independent atomic orbital (GIAO) method. NICS calculations were performed at the optimised geometry using the PBE0/6-31+G(d,p) level of theory; the default fine integration grid was used. Use of the ultrafine integration grid gave larger values that were not comparable with those reported previously. [9] In general, a positive NICS (0) 
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